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@ Polymer compositions. 

® An aqueous acrylate polymer dispersion having a total solids contenL of 30 to 60% by weight polymerising 
one or .j nore acrylate mo nomers optionally together with other olefinically unsaturated monomer(s j_ja— the 
presenceoTTdektrin at least 70% oT which has a molecular weight in the range 1000 to 25000 and not more 
than 10% has a"molecular weignt above 25000. 
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Polymer Compositions 

The present invention relates to acrylate polymer compositions i n particular'to aqueous dispersions of 
acryiate polymers and copolymers and to a method for their manuf actyjia ^^a — — . 

The polymerisation of acrylate monom^s itr^qTjelDirs^sp emulsions ha s been an estab- 

lished manufacturing practice for many years and the emulsions and dispersions so produced find 
5 widespread use particularly as adhesives in the building, paper, wood and textile industries. 

The acrylate monomers which are used include acrylic acid and its derivatives, such as acrylamide and 
acrylic acid esters, as well as methacrylic acid and its corresponding derivatives. In addition, the polymer 
may also contain other olefinically unsaturated monomers notably ethylene or styrene. As well as the 
unsaturated monomers which form the polymer an emulsion or dispersion of the polymer also comprises a 
io substance which acts as a stabiliser to prevent the particles in the emulsion or dispersion coagulating and 
precipitating. Various compounds have been proposed for this purpose but whereas a polymer emulsion is 
prepared in the presence of an emulsifier which maintains both monomers and polymers in suspension a 
polymer dispersion is produced by dispersing the monomers by mechanical means and stabilising the 
dispersion of the polymer by means of a "protective colloid". 
75 A number of substances are in use or have been suggested as protective colloids and among them are 
included starches and starch derivatives. German Offenlegungschrift 3323804 proposes that pregelatinised 
starch and degraded starches be used as protective colloids and specifically includes dextrins, produced by 
the acid hydrolysis of starch, in the latter category. 

An earlier Belgian patent 556214 also describes the use of dextrins in the production of polymers of 
20 acrylic or methacrylic acid esters, the products being dispersions which are said to contain three types of 
polymeric species. These are unconverted dextrin, polymer in which acrylate or methacryiate chains are 
grafted on to the dextrin and homopolymers of the unsaturated esters. 

The^de sirable properties so u ght i n an i aqueou s dispersio n of an acrylate polymer are as follows : - 
a) A high content of total solids 130 to 60%"by weight)"" * ~=~— — 

25 b) A low viscosity to facilitate handling and use ie preferably a Brookfield viscosity of less than 2000 

mPas at 20" C more preferably less than 1000 mPas. 

c) A low content of residual unpoiymerised monomers. 

d) A stable dispersion not showing signs of precipitation after 3 months storage. 

e) A low content of "grits" in the polymer emulsion ie preferably less than 0.05% when measured by 
30 the method described later in this specification. "Grits" are discrete particles of high molecular weight 

homopoiymer. 

We have conducted investigations into the dispersion polymerisation o f acrylate monomers, particularly 
acryiate and methacryiate esters either alone or with other comonomers, in the presence of various starc h 
35 derivatives particularly dextrins. We have found however that in order to obtain acceptable results with 
-T^pecf t'o" the^bov^properties only a specific class of dextrins are suitable and that to obtain the best 
results with this class of dextrins it is advisable to use a specific method of polymerisation. 

Accordingly, the invention, comprises an aqueous acrylate polym er dispersion which has a total solids 
content of 30 to 60% by weight and which has tw> n marip hy pniymgrj sinQ one or more acrylate 
ao monomers, optionally together with oth er plefi n icaliy ,un^ftm^^ cLmonomer(s )_ir| the presence_pf a .dexttin at^ 
TeasT 7 Q% of the dextrin h aving a mojecujar^ejg ht in the ran ge of 1 QQQ tn 25 0QQ and not more than_1_Q% o f 
th^mtrlCUD.ayjog.a ■molacnlauveight above 25,000. 

In the term "arry^p" jn th<=> preceding paragraph, as in this specification and claims as a whole, we 
include "methacryiate " . 

45 ~~" Preferably at least 80%, more preferably at least 85% of the dextrin has a molecular weight in the 
range 1000 to 25000. Preferably not more than 6% of the dextrin has a molecular weight above 25,000. It is 
also advantageous for the "dispersibility" of the dextrin to be less than 5 ie about 3. "Dispersibility is the 
ratio of the weight average molecular weight of the dextrin JvT w to the number average molecular weight M~ n 
ie BTV M~ n - The method of determining the molecular weights is described later in this specification. 

so Dextrins are the degradation products of starches in which the amylose and amylopectin molecules in 
the starch are broken down by heating, with or without the addition of chemical reagents such as alkalis or 
acids so as to give molecules of shorter chain length which may remain as such or which may recombine 
to give new molecules. Depending upon the severity of the treatment dextrins with longer or shorter chains 
may be produced but a given dextrin will not be a unique chemical substance but will comprise a number 
of molecules of different chain lengths and hence of different molecular weights. It is preferred that the 
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dextrin is pregelatinised since we have found that a pregelatinised dextrin gives a polymer dispersion with a 
reduced tendency to increase in viscosity on storage as compared with a polymer dispersion made from a 
similar dextrin which is not pregelatinised.The dextrin may be made from a natural starch or from a starch 
which has been conventionally modified or substituted. Thus, the starch may be modified by oxidation 
whereby aldehyde or carboxyl groups are introduced into the molecule. Other substituent groups which 
may be present in the starch molecule include ester groups such as acetyl, ether groups such as 
hydroxyethyl and hydroxypropyl and cationic groups such as tertiary aminoalkyl and quaternary ammonium 
alkyl. 

The compositions according to the invention may contain up to 60%, _b_v weight dextrin based on the 
total solids in the dispersion preferabl y 15 to 60% more preferably 30 to 60% especially 35 to 50%. In DT- 
OS 3323804 it is said that high viscosity starches and starch derivatives may be used as protective colloids 
at a level of 3%>byweja£^ viscosity dextrins may be use d up to 100% by weight an d "medium 

^vlsct^i^^ to 50% by w eight. We have found however that the viscosity of the dextrin is not a 

guide to its effectiveness because dextrins of similar viscosity do not give polymer or copolymer 
dispersions with equivalent viscosity characteristics. We .baye^ojo und that lesser amounts ofj^e xtnn g ive 
rise to polymers with an increased "g rits" content. J ~~~~ 

The acrylate monomers which may form part of the acrylate polymer according to the invention are 
those known and used for this purpose and include one or rpf?rff pi acxyJic a ^ *rr V innitriiA *rryi*miriQ and | 
in particulaUhe^e^ 

acTvTateTlT r^ meifaacrvlic acid equivalents of these a crylic acid derivatives ^[^ ^^^^IJ^^L^P' 

Unsaturated comonomerT = wRich are commonly' 5 ^ 
the compositions according to the 



methacrylonitrile 



methacryfate. Olefini cal I y 



25 



c^polymerised "Ivifh acrylic monomers and which may form part of 
invention include vinyl compounds such a s ethylene , yiny^chlori^ styrene and vinyl esters of carboxylic_ 
acids, particularly car boxylic acids c^ epin^^ 

acids may also be comgnomers. 



ally! .esters . Qf ^a LbpxyJjcL 
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Analogous^'ally!" compouh ds7 particular! 

Copolymers accor"cn?T , ?Hb~^ invention comprise the acrylate monomer as the major olefinically unsaturated 
monomer. Particularly attractive polymer dispersions are those comprising one or more esters of acrylic or 
methacrylic acid with a C 3 to Cto alkanol copolymerised with styrene. The unsaturated ester suitably 
comprises 70 to 95% by weight of the total monomers and the styrene the remainder. 

The process by mean s of which the poly mer^dispersions accojriliaaaQ^eJi^^ 
^comprises dissolvin^^^^^jnjn^^^usually at an el evated temperature, adding a persulphate and, 
o^tionallyTin^^ (^nit^ J^jl^^^^^jnjt^t^l^ S^I^^^!^^^^ 

c monomer(s) at such a rate as to ma intain the te mperature ^of the polymerisation fixture bejween 40 C an id 

^X^^fe^ or an alkali metal 

persulphate particularly potassium persulphate, the preferred reducing agent ascorbic acid. The buffer is 
such that the pH of the polymerisation medium is maintained between 2.5 and 7 eg. with ascorbic acid the 
buffer may be sodium bicarbonate which maintains pH 7. 

The amount of peroxide initiator or activator which may be added to the polymerisation mixture is 
suitably 35 to 60, preferably 40 to 55 miilimoles per kilo of the acrylic and other olefinically unsaturated 
monomer(s); the amount of persulphate is suitably 40 to 120 preferably 50 to 90 millimoles/kilo and the 
amount of reducing agent suitably 25 to 70 preferably 30 to 55 millimoles/kilo. The dextrin may be 
dissolved in the water at any temperature up to 85* C and the higher the temperature the quicker the rate of 
dissolution. About 15% of the monomer(s) is usually added at the start of the polymerisation, the remainder 
being added progressively to control the temperature during the polymerisation. 

The polymer dispersions according to the invention are particularly useful, by reason of their high total 
solids content, as adhesives, but may find other applications eg. as sizing agents. 

The dispersions according to the invention and a method for their preparation will now be further 
described with reference to the following Examples. In the Examples the molecular weights of the dextrins, 
the tendency of a dispersion to settle and the grit content of a dispersion were measured as follows : - 



Molecular weight 

The molecular weight determinations were made by size exclusion chromatography. The columns used 
were sulphonated polystyrene - divinylbenzene resins sold by the Showa Denko company under the name 
lonpak S800 series. The columns were calibrated with the polysaccharide calibration Kit P-82 (Pullulan) and 
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were eluted with a 0.5% by weight sodium chloride solution. 

Settling 

5 

10 mis of the dispersion is diluted to 100 ml with distilled water and shaken vigorously. After 24 hours 
the volume of settled material is measured and expressed on a percent (Eg. 2ml = 2%). 

jo Grit Content 

100 grams of the dispersion is washed with water through a 200 micron sieve. The residue (grits) is 
dried for 2 hours at 130* C and weighed. 

in the Examples the polymer dispersions were prepared by the following sequence of process steps 
r5 earned out under a nitrogen atmosphere. 

1) 234 grams of the dextrin were dissolved in 500 grams water by heating at 85* C for one hour. 

2) 2.0 grams of hydrogen peroxide (activator) were added. 

3) 9.9 grams of potassium persulphate (initiator) were added dissolved in 130 grams water. 

4) 72.6 grams of a mixture of n- butyl aery I ate and styrene were added. This amount is 15% of the 
20 total monomer addition (483.8 grams). The monomers were n-butylacrylate (412.2 grams) and styrene (71.6 

grams). 

5) Addition of ascorbic acid/sodium bicarbonate solution (4 grams ascorbic acid and 4.3 grams 
sodium bicarbonate in 70 grams water) was started at a polymerisation medium temperature of 50° C. The 
addition was progressive over a period of 160 minutes. 

25 6) The remainder of the monomer(s) was added over a period of 160 minutes. 

7) The polymer dispersion was held at 50* C for a period of one hour. 

3) The dispersion was cooled below 50* C and a proprietary bactericide (PIROR P109) added. 
The dextrins used in the Examples were as follows : - 



Dextrin 


Viscosity of the dextrin 
(30% in water at 40 * C)" in 
mPas 


%of dextrin having m.wt 
between 1000 and 
25000 


%of dextrin 
having m.wt 
> 25000 


Dispersion 
value ( M~ W ' 

M~n) 


+ NOREDUX 200E 


50 


89.4 


5.3 


3.0 


DEXTRINA BIANCA 


55 


87.0 


6.8 


6.7 


+ TACKIDEX J55K 


55 


81.0 


12.7 


5.0 


NOREDUX C55 


200 


65.0 


30.7 


11.1 


NOREDUX C15 


1200 


51.0 


46.5 


12.7 



" Brockfield viscosity 20 rpm. spindle speed. 
+ NOREDUX and TACKIDEX are trademarks. 



The properties of the polymer dispersions produced using the above method with the five dextrins are 
45 given below. 
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Dextrin 


NOREDUX 


DEXTRINA 


TACKIDEX 




200 E 


BIANCA 


J55K 


Total Solids 


48.7 


/inn 


4o.o 


• Monomer conversion 


Q7 ^ 


99 7 


99.2 


Settling 


Mil 
(NIL 


Nil 


NIL 


Grits (g/ioog) 


U.UU<£0 


n nonft 
u.uuuo 


U.UUOt 


Average particle size (microns) 


U.oo 


n ah 

U.4U 


n ^1 


Viscosity (mPas)* 








initial 




1 1 nn 

I I uu 


iann 

1 ouu 


24 hours 


ouu 


2400 


4550 


5 days 


500 


6050 




10 days 


560 


6800 


4900 


20 days 


640 


8500 


6400 


30 days 


640 


10000 


12500 


40 days 


670 


11400 


15750 


50 days 


670 


11400 




Viscosity index"* 


1.35 


2.16 


2.43 



• Determined by a Brookfield viscometer spindle speed 20 rpm. 

** Viscosity index is the viscosity at spindle speed 10 rpm divided by the viscosity at 

spindle speed 50 rpm. 



25 The polymer dispersions made from NOREDUX C55 and NOPEDUX C15 had the consistency of thick 
puddings 90 minutes after their preparation and were not investigated further. 

The results demonstrate the premium properties, particularly with respect to viscosity, of the polymer 
dispersions according to the present invention. They also indicate that the viscosity of the dextrin does not 
enable an accurate qualitative prediction to be made of the viscosity of the polymer dispersion incorporating 

30 that dextrin. - 



Claims 

35 1 . An aqueous acrytate polymer dispersion which has been made by polymerising one or more acrylate 

monomers, optionally together with other olefinically unsaturated monomer(s), in the presence of a dextrin is 
characterised by a total solids content of 30 to 60% by weight and in that at least 70% of the dextrin has a 
molecular weight in the range of 1000 to 25000 and not more than 10% of the dextrin has a molecular 
weight above 25000. 

40 2. An aqueous polymer dispersion according to claim 1 characterised in that at least 85% of the dextrin 

has a molecular weight in the range 1000 to 25000. 

3. An aqueous polymer dispersion according to claim 1 or claim 2 characterised in that not more than 
6% of the dextrin has a molecular weight above 25000. 

4. An aqueous polymer dispersion according to any one of the preceding claims characterised in that 
45 the dispersibility of the dextrin is less than 5. 

5. An aqueous polymer dispersion according to any one of the preceding claims characterised in that 
the dextrin comprises 15 to 60% by weight of the total solids in the dispersion. 

6. An aqueous polymer dispersion according to any one of the preceding claims characterised in that 
the acrylate is acrylic acid, aery Ion itrile, acrylamide, one or more esters of acrylic acid with a Ci to C 2 o 

so alcohol or the methacrylic acid equivalent of these acrylic acid derivatives. 

7. An aqueous polymer dispersion according to any one of the preceding claims characterised in that 
the optional olefinically unsaturated monomer is a vinyl or ally! compound. 

8. A process for the production of aqueous polymer dispersion according to any one of the preceding 
claims characterised in that 

55 (a) the dextrin is dissolved in water, 

(b) a persulphate and, optionally a peroxide, is added, 

(c) part of the monomer(s) is added, 

(d) the polymerisation is initiated by adding a buffer/ reducing agent mixture over a period of time, 
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(e) the remainder of the monomer(s) is added at such a rate as to maintain the temperature of the 
polymerisation mixture between 40° and 90° C. 

9 A process according to claim 8 characterised in that the peroxide is* hydrogen peroxide, the 
s persulphate is ammonium, sodium or potassium persulphate, the reducing agent is ascorbic acid, the buffer 
is sodium bicarbonate and the temperature is 50 to 60* C. 

10. A process according to claim 8 or claim 9 characterised in that amount of peroxide is 35 to 60 
miilimoleS'kilo of monomers, the amount of persulphate is 40 to 120 miliimoles/kiio of monomers and the 
amount of reducing agent 25 to 70 millimoles/kilo of monomers. 
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